S1
. Crystallographic data for TAAP_LT and TAAP_RT. Crystal data, intensity measurement conditions and structure refinement details for two experiments performed TAAP at T=130(1) K (TAAP_LT) and T=293(1) K (TAAP_RT). The single crystal TAAP_RT was also used for the latter fluorescence experiment. [Altomare, A., Cascarano, G., Giacovazzo, C., Guagliardi, A., Burla, M. C., Polidori, G. & Camalli, M. (1994) . J. Appl. Crystallogr. 27, 435] Best Plane 1 : Selected bond lengths (Å), valence, torsion and dihedral angles (º) for TAAP_RT at T=293(1) K Bond lengths
Identification code TAAP_LT TAAP_RT

Valence angles
177.6 (2) C(32)-C(31) -C(36) 119.4 (2) C(52)-C(51) -C(56) 120.6 (2) Torsion angles (51) Cg2...Cg2 (-x+2, -y, -z+1) 3.626 Cg6...Cg7 (-x+2, -y+1, -z+1) 3.290
3.394 72.5* *The angle between Cg-Cg line and the corresponding plane of -system
Cg7: C(21)N (22) Cg8 for condensed -system:
Cg9 for condensed -system: Cg2...Cg2 (-x+2, -y, -z+1) 3.632 Cg6...Cg7 (-x+2, -y+1, -z+1) 3.345
Cg8...Cg8 (-x+2, -y, -z+1) 3.475  (-x+2, -y, -z+1) 3.468 86.4* Cg9...Cg9 (-x+2, -y, -z+1) 3.655  (-x+2, -y, -z+1) 3.455 71.0* *The angle between Cg -Cg line and the corresponding plane of -system
Cg9 for condensed -system: (22) with  responsible for the formation of dimers Figure S1 .1. Two molecules of TAAP_LT related by the centre of symmetry. The non-hydrogen atoms are represented as displacement ellipsoids at 30% probability levels. . The non-hydrogen atoms are represented as displacement ellipsoids at 30% probability levels.
S1. Non-Covalent Interactions analysis
NCI analysis has been performed for the molecule of TAAP to confirm the existence of the geometrically predicted intramolecular interactions responsible for the decreased structural flexibility.
NCI (Non-Covalent Interactions) method utilizes the reduced gradient of electron density s(r) to visualize inter and intramolecular interactions.
To classify those interactions as favorable or unfavorable we multiply the electron density by the sign of second Hessian eigenvalue ( 2 ). Strong and attractive interactions are those with (r)>0 and 2 < 0, weak interactions (r)0 and 2  0 and strong and repulsive interactions are with (r)>0 and 2 > 0. Non-covalent interactions can be visualized as isosurfaces, where small red/blue disc-shaped regions represent strong repulsive/attractive interactions and broad, green and usually irregular surfaces refer to weak interactions. The analysis of interactions was performed via NCIPLOT program Ground state dipole moment for the molecule of TAAP has been calculated using DFT/B3LYP/6-311G**(2d,2p) and the result is visible on Figure S26 . Fluorescein in 0.1 M NaOH was used as the reference for determining the fluorescence quantum yield of TAAP in acetonitrile. For this purpose two series of solutions were prepared: one for fluorescein and the other for TAAP. In both cases maximum values of absorbance were applied in the range from 0.04 to 0.1. In this way the inner filter effect was reduced.
All measurements were performed at 20°C. Standard 1.0 cm quartz cells were used for measuring absorbance and fluorescence. Before measurement each sample containing TAAP was degassed by flowing argon through a septum-sealed cell for 25 min.
Absorption spectra were recorded on a Hitachi U2900 spectrophotometer. Fluorescence emission spectra were measured with a fluorescence spectrophotometer Hitachi F7000. Excitation and emission slit widths were set at 5.0 nm. The excitation wavelength used for obtaining fluorescence spectra was 470 nm. From each recorded emission spectrum the solvent spectrum was subtracted and the resulting spectrum was corrected for nonlinearity in instrumental response.
The quantum yield of TAAP in acetonitrile (Φ ) was determined according the following equation: 
S7. DFT calculations
B3LYP relaxed coordinates of the dimer in gas phase, followed by: centers of gravity & permanent dipoles of the monomers in the dimer; TDDFT transition dipole moments in atomic units. 1 H and 13 C NMR data for TAAP.
S10. Determination of experimental permanent dipole moment
The measurement was performed in 1,4-dioxane saturated solution at 300 K. The dielectric constants of the solutions was measured by a Dipole Meter AGILENT E4980A using condenser cell 16452A.
The refractive indices was determined by the use of a Refractometer ATA60 RX5000CX Coubest. The density was measured by Densitometer Mettler Toledo 30PX. The reference liquid was 1,4-dioxane with 1 = 2.22.
The dipole moment of TAAP molecule in 1,4-dioxane saturated solution was determined according the following equation: Using CGS units, and extending to the frequency dependent response, the molecular polarizability is given by:
Nα ( 
where N is the molecular number density in cm 3 and is the polarizability in cm 3 . is related to the \excitation volume".
Then, the CM relation is:
This equation is valid in principle only for cubic systems, but it's a good approximation to the dielectric function for isotropic systems. Note that optical absorption is related to 2 ≡ Im , the imaginary part of the dielectric function. When N . 1 the solid absorption energy  is markedly shifted from the absorption energy of the free molecule, as an effect of the collective response of all dipoles in the crystal.
S12.2. Molecular polarizability
We assume that the molecular polarizability as a superposition of Lorentian functions, with a small broadening ≪ 1:
where the index  runs over electronic excitations of energy  and oscillator strength  . Note that  is not meant to reproduce vibronic and temperature effects. To take those into account, it is necessary to generate a gaussian of excitations centered around each electronic transition.
The Lorentian form fulfills the Kramers-Krönig relations and after some algebra it leads to the usual form for the imaginary part of the molecular polarizability, in the limit   0: 
S12.3. Outline of the calculation
